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General experimental procedures S2 Preparation of BocHN-(R)
General. Chemicals were purchased from Sigma-Aldrich and were used without further purification. 2 H was utilized as the mobile phase) yielded 1z (13.9 % yield), 2z (5.5 % yield), and 3z (2.1 % yield). The yield of 1z is calculated from the mass of the purified and isolated material (0.5 mg). Yields for 2z and 3z were calculated based on 1z using the relative product distribution as measured by integration of the preparative HPLC chromatogram at 310 nm (product distribution: 6.6:2.6:1.0 ratio of 1z:2z:3z; UV integral values were normalized to the number of ImPyPyPy strands contained in each cyclic oligomer). The benzyl carbamate (Cbz) protecting groups of 1z-3z were removed as previously described 2 and compounds 1, 2, and 3 were purified as described for compound 1.
2 Characterization data for dimer 1 has been reported previously. 1 Dimer 1 
UV Absorption Spectrophotometry. Melting temperature analysis was performed on a Varian
Cary 100 spectrophotometer equipped with a thermo-controlled cell holder possessing a cell path length of 1 cm. A degassed aqueous solution of 10 mM sodium cacodylate, 10 mM KCl, 10 mM MgCl 2 , and 5 mM CaCl 2 at pH 7.0 was used as analysis buffer. DNA duplexes and hairpin polyamides were mixed in 1:1 stoichiometry to a final concentration of 2 µM for each experiment. Prior to analysis, samples were heated to 90 °C and cooled to a starting temperature of 25 °C with a heating rate of 5 °C/min for each ramp. Denaturation profiles were recorded at λ = 260 nm from 25 °C to 90 °C with a heating rate of 0.5 °C/min. The reported melting temperatures were defined as the maximum of the first derivative of the denaturation profile. 
